General Information
Unless otherwise stated, reactions were carried out under argon atmosphere in solvents dried by passing through an activated alumina column on a PureSolv TM solvent purification system (Innovative Technologies, Inc., MA). Analytical thin layer chromatography was carried out using TLC-aluminium sheets with 0.2 mm of silica gel (Merck GF 234 ) using UV light as the visualizing agent and an acidic solution of vanillin in ethanol as the developing agent. Chromatograpy purifications were carried out using flash grade silica gel (SDS Chromatogel 60 ACC, 40-60 mm) or automated flash chromatographer CombiFlash Companion. Organic solutions were concentrated under reduced pressure on a Büchi rotary evaporator. NMR spectra were recorded at 298 K on a Bruker Avance 400
Ultrashield and Bruker Avance 500 Ultrashield apparatus. Mass spectra were recorded on a Waters
Micromass LCT Premier (ESI), Waters Micromass GCT (EI, CI) and Bruker Daltonics Autoflex (MALDI) spectrometers. Crystal structure determinations were carried out using a Bruker-Nonius diffractomer equipped with an APPEX 2 4K CCD area detector, a FR591 rotating anode with MoK a radiation, Montel mirrors as monochromator and a Kryoflex low temperature device (T = -173 ºC).
Full-sphere data collection was used with w and j scans. Programs used: Data collection APEX-2, data reduction Bruker Saint V/.60A and absorption correction SADABS. Structure Solution and
Refinement: Crystal structure solution was achieved using direct methods as implement in SHELXTL and visualized using the program XP. Missing atoms were subsequently located from difference
Fourier synthesis and added to the atom list. Least-squares refinement on F2 using all measured intensities was carried out using the program SHELXTL. All non-hydrogen atoms were refined including anisotropic displacement parameters.
Phenylacetylene, α-methylstyrene as well as the silver salts and catalyst 1 were used as received from Alfa Aesar or Aldrich. 1,6-Enynes 7a 1 and 7b 2 were prepared according to the described procedures.
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Synthesis of Gold(I) Complexes
Although the initial isolation of the dinuclear gold(I) complexes was achieved using 1:1 ratio of Au:Ag in CH 2 Cl 2 , its synthesis has been proven to be more efficient following a modified procedure of Schmidbaur.
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Complex 2a
A solution of chloro[(1,1′-biphenyl-2-yl)di-tertbutylphosphine]gold(I) (205 mg, 0.387 mmol, 2 equiv) in dry CH 2 Cl 2 (10 mL) is added dropwise to a solution of silver bis(trifluoromethanesulfonyl)imide (75 mg, 0.193 mmol, 1 equiv) in 10 mL of dry THF at 23 ºC. After stirring the reaction mixture for 2h at the same temperature, the crude was filtered through a pad of celite and cotton at the top of the pipette and the resulting colorless solution was evaporated to dryness under vacuum. White crystals were obtained after crystallization from CH 2 Cl 2 /n-pentane (1:1 After stirring the reaction mixture for 2 h at the same temperature, the crude was filtered through a pad of celite and cotton at the top of the pipette and Teflon filters (2 x 0.22 µm). 
[(1,1′-biphenyl-2-yl)di-tert-butylphosphine]gold(I) trifluoromethanesulfonate (3b)
Silver trifluoromethanesulfonate (121 mg, 0.471 mmol, 5 equiv) was added to a solution of chloro[(1,1′-biphenyl-2-yl)di-tert-butylphosphine]gold(I) (50 mg, 0.094 mmol, 1 equiv) in dry CH 2 Cl 2 (1 mL). After stirring the reaction mixture for 2 h at the same temperature, the crude was filtered through a pad of celite and cotton at the top of the pipette and Teflon filters (2 x 0.22 µm). The resulting colorless solution was evaporated to dryness under vacuum to give the neutral complex as a white solid. White crystals were grown by crystallization with CH 2 Cl 2 /n-pentane. 47 mg (0.073 mmol) of [(1,1′-biphenyl-2-yl)di- was then added and the mixture was introduced in a NMR tube. AgSbF 6 (1.2 mg, 3.34 mmol, 0.03 equiv) was then added and the resulting mixture was monitored by 1 H NMR at 23 ºC every 5 min during 2.5 h. Then the sample was analyzed again after 6 h and 24 h.
III: JohnPhosAuCl 1 (1.8 mg, 3.34 mmol, 0.03 equiv) was dissolved in 0.7 mL CD 2 Cl 2 in a vial and added to AgSbF 6 (1.2 mg, 3.34 µmol, 0.03 equiv). The resulting mixture was shaken during 3 min and added to enyne 7b (40 mg, 0.111 mmol, 1 equiv) and the internal standard (diphenylmethane; 9.3 µL, 0.056 mmol). The mixture resulting mixture was introduced in a NMR tube and monitored by 1 H NMR at 23 ºC every 5 min during 2.5 h. Then the sample was analyzed again after 9 h and 24 h.
IV: Enyne 7b (40 mg, 0.111 mmol, 1 equiv) and the internal standard (diphenylmethane; 9.3 µL, 0.056 mmol) were dissolved in 0.7 mL CD 2 Cl 2 and introduced in a NMR tube. Complex 2d (2.1 mg, 1.670 µmol, 0.015 equiv) was then added and the resulting mixture was monitored by 1 H NMR at 23 ºC every 5 min during 2.5 h. Then the sample was analyzed again after 23 h.
V: Enyne 7b (40 mg, 0.111 mmol, 1 equiv) and the internal standard (diphenylmethane; 9.3 µL, 0.056 mmol) were dissolved in 0.7 mL CD 2 Cl 2 and introduced in a NMR tube. Complex 2c (1.8 mg, 1.670 µmol, 0.015 equiv) was then added and the resulting mixture was monitored by 1 H NMR at 23 ºC every 5 min during 2.5 h. Then the sample was analyzed again after 9 h and 24 h.
VI: Enyne 7b (40 mg, 0.111 mmol, 1 equiv) and the internal standard (diphenylmethane; 9.3 µL, 0.056 mmol) were dissolved in 0.7 mL CD 2 Cl 2 and introduced in a NMR tube. Complex 2d (4.2 mg, 3.34 µmol, 0.03 equiv) was then added and the resulting mixture was monitored by 1 H NMR at 23 ºC every 5 min during 2.5 h. Then the sample was analyzed again after 9h and 25h. 
